S2
9-Phenyl-3-methoxy-3-fluorone (1):
This compound was synthesized according to the literature. [S1] UV-vis (CH 2 Cl 2 ): λ max (ε [M -1 cm -1 ]) = 455 (4.2 × 10 4 ); Fl (CH 2 Cl 2 , λ ex = 400 nm): λ max = 511 nm.
9-Phenyl-3-hydroxy-3-fluorone (X):
This compound was synthesized according to the literature. [S1] UV-vis (THF): λ max (ε [M -1 cm -1 ]) = 455 (1.9 × 10 4 ) nm. min. The mixture was allowed to warm to room temperature over 5 h. The reaction mixture was quenched with distilled water and neutralized with 1 N HCl. After removal of THF in vacuo, the resulting mixture was extracted with CH 2 Cl 2 . The extract was dried over Na 2 SO 4 and filtered, and evaporated to dryness.
9-Phenyl
The residue was purified by flash column chromatography (silica gel; CH 2 Cl 2 :hexane, 2:1) to afford 1.8 g 39, 156.90, 146.85, 135.39, 132.55, 129.66, 128.65, 127.91, 127.14, 126.52, 123.65, 116.17, 106.31, 104.58, 81.00, and 55.32 47, 150.31, 149.52, 135.37, 130.08, 128.76, 128.53, 127.42, 126.84, 125.66, 125.26, 118.13, 109.81, 107.86, and 70 .52 ppm; UV-vis-NIR (CH 3 CN):
λ max (ε [M -1 cm -1 ]) = 578 (5.9 × 10 4 ) nm. in 20 mL of dry THF was cooled to -10°C before tetramethylethylenediamine (TMEDA; 3.2 mL, 21 mmol) and n-butyllithium (2.4 M; 4.9 mL, 12 mmol) was added dropwise. After stirring for 1 h, the mixture was cooled to -78°C. Methyl 2,6-difluorobenzoate (710 µL, 5.3 mmol) in 8.0 mL of dry THF was added dropwise over 10 min. The mixture was allowed to warm to room temperature over 2 h. The reaction mixture was quenched with distilled water and neutralized with 1 N HCl. After removal of THF in vacuo, the resulting mixture was extracted with CH 2 Cl 2 . The extract was dried over Na 2 SO 4 and filtered before evaporation to dryness. The residue was roughly separated by flash chromatography (silica gel; CH 2 Cl 2 :hexane, 3:1). Collected mixture was suspended in ethyl acetate and filtrated to afford 0.65 g 
BX -Cs

9-Methoxy-13-(2,6-difluorophenyl)-3H-dibenzo[b,i]xanthen-3-one 6:
To a solution of 5 (125 mg, 0.24 mmol) in 5.0 mL of dry CH 2 Cl 2 at -78°C, BBr 3 in CH 2 Cl 2 (1.0 M, 4.3 mL, 4.3 mmol) was added dropwise. The mixture was warmed to 0°C gradually over 5 h before quenching with 0.5 mL of distilled water. After stirring overnight at room temperature, a black precipitate was collected. After neutralization of the reaction mixture with saturated NaHCO 3 aq., the precipitate was filtered and washed with water and CH 2 Cl 2 , then dried in vacuo. The filtrate was extracted with CH 2 Cl 2 , washed with water. The organic layer was dried over Na 2 SO 4 and filtered before evaporation to dryness.
The evaporated residue and filtered residue were combined and purified by column chromatography (silica gel; ethyl acetate only) to afford a black solid of 6 (56.2 mg, 53% 49, 161.14, 160.45, 159.52, 150.18, 149.42, 141.89, 137.96, 136.25, 133.59, 132.16, 131.24, 130.59, 130.04, 129.489, 127.52, 125.82, 124.87, 119.91, 119.48, 119.06, 112.36, 112.23, 110.54, 105.76, 104.68 and 55.53 (2.2 × 10 4 ) and 619 (1.7 × 10 4 ) nm.
S6
9-Hydroxy-13-(2,6-difluorophenyl)-3H-dibenzo[b,i]xanthen-3-one (FBX):
To a solution of 6 (72 mg, 0.16 mmol) in 10 mL of dry CH 2 Cl 2 at -78°C, BBr 3 in CH 2 Cl 2 (1.0 M, 6.6 mL, 6.6 mmol) was added dropwise. The mixture was warmed to room temperature and stirred for 12 h before quenching with 2.0 mL of distilled water. After stirring for 30 min, a black precipitate was collected. After neutralization of the reaction mixture with saturated NaHCO 3 aq., the precipitate was filtered and washed with water and CH 2 Cl 2 , then dried in vacuo to afford black solid of FBX (59 mg, 85%). 1 Figure S21 . HR-Spiral-MALDI-TOF mass spectrum of FBX. Bond Length
S20
DFT Calculations
1.44177 C(4)-C(5)
1.45832 C(4)-C(7)
1.38413 C(5)-C(6)
1.38729 C(5)-C(10)
1.43698 C(7)-C(8)
1.41909 C(8)-C(9)
1.44290 C(8)-C(11)
1.40853 C(9)-C(10)
1.36550 C(9)-O(1)
1.37475 C(11)-C(12)
1.40847 C(11)-C (22) 1.49454 C(12)-C(13)
1.44292 C(12)-C(14)
1.41914 C(13)-O(1)
1.37479 C(13)-C (17) 1.36546 C (14) The excitation laser power, the pulse width and the repetition frequency were originally 20 nJ, 150 fs, and 100 Hz, respectively. To avoid detector saturation due to high laser power, the excitation laser was reduced by ND filter. 
